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© Amine compound and electro-luminescence device comprising same. 

© The present invention provides novel amine compounds useful as electron-transporting materials to be 
incorporated in organic electro-luminescence devices. More particularly, the present invention provides an 
organic electro-luminescence device (organic EL device) which can find wide application in various display units, 
requires a low applied voltage and exhibits a high luminance and an excellent stability. 
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FIELD OF THE INVENTION 

The present invention relates to novel amine compounds useful as hole-transporting materials to be 
incorporated in organic electro-luminescence devices. Furthermore, the present invention relates to an 
s organic electroluminescence device (organic EL device) which can find wide application in various display 
units, requires a low applied voltage and exhibits a high luminance and an excellent stability. 

BACKGROUND OF THE INVENTION 

10 Since an electro-luminescence device can emit light itself, it is capable of providing a brighter and 
sharper display than liquid crystal device. Thus, the electro-luminescence device has long been studied by 
many scholars. Hitherto, an electro-luminescence device comprising an inorganic material ZnS has been 
made practicable. However, such an inorganic electro-luminescence device requires an applied voltage of 
not tower than 200 V to emit light and thus cannot find wide application. 

ts On the other hand, the organic electro-luminescence device comprising an organic material, though 
having heretofore been far from practicable, can enjoy rapid progress in its properties made by a laminated 
structure developed by C. W. Tang et at of Kodak Corporation in 19B7. They developed a laminate of an 
organic fluorescent substance, an organic material capable of transc rting carriers (carrier transporting 
layer) and an electrode. Both holes and electrons injected from the respective electrodes were injected into 

so the fluorescent substance, resulting in a successful emission of light Thus, the light emission efficiency of 
the organic EL device was enhanced. Many scholars have made studies to enhance the properties of 
organic EL device, and at present, a luminescence of not lower than 10,000 coVm 2 can be obtained. 

As the organic fluorescent substance which can be used tor an organic EL device having a laminate 
structure there has been used a fluorescent organic dye such as tris-S-quinolinoi aluminum complex (Alq) 

26 and coumarin. As the carrier-transporting material there have been studied various compounds well known 
as organic materials for electrophotographic photoreceptor. Examples of such compounds include diamine 
compounds such as N.N'HJKm-tolyl^N.N'-diphenylbenzidine (TPD) and l.1-bisfN,N<IKp-tc4yl)annir«phenylJ- 
cyclohexane (TP AC), and hydrazone compounds such as 4-{N,N-diphenyf)aminoben2aIdahyde-N,N- 
diphenylhydrazone. Further, porphyrin compounds such as copper phthalocyanine may be used. 

30 The basic luminescence of such an organic EL device is high enough to make the product practicable. 
The impracticability of the organic EL device is mainly responsible for (1 > the lack of stability luminescence 
on operation, and (2) the lack of storage stability. The deterioration in operation as used herein means the 
drop of luminance, occurrence of a region which emits no light, i.e., dark spot or destruction due to device 
shortcircurt during operation where an electric current is applied to the device. Trie storage stability as used 

35 herein means the stability of luminescence during the storage of the device. 

In order to eliminate these difficulties of organic EL devices in luminescence stability and storage 
stability, the inventors have made studies of the mechanism of deterioration of organic EL devices. As a 
result, it was found that the deterioration of the properties of organic EL devices is mainly responsible for 
the properties of a carrier-transporting layer. In some detail, it was found that a commonly used hole- 

4o transporting material such as those described above (1) crystallizes due to moisture, temperature or current 
to give unevenly shaped thin film. (2) denatures with the passage of current, or (3) deteriorates its adhesive 
property to a substrate and a light-emitting layer, causing a remarkable deterioration of the luminescence of 
the organic EL device. 

45 SUMMARY OF THE INVENTION 

It is therefore an object of the present invention to provide a novel amine compound useful as a hole- 
transporting material which can realize an organic electro-luminescence device excellent in luminescence 
stability and storage stability. 
so Such a hole-transporting material is required to: 

(t) have an excellent capability of transporting holes; 

(2) be thermally stable to maintain a stable glass state; 

(3) be able to form a thin film; 

(4) be electrically and chemically stable. 

55 It is another object of the present invention to provide an organic EL device excellent in luminescence 
stability and storage stability using such a hole-transporting material. 

These and other objects of the present invention will becom more appar nt from the following detailed 
description and examples. 
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(I) 



30 



wherein R„ and R 12 may be the same or different and each represent a hydrogen atom a lower alkvi 
groupj, lower aDcoxy group, an unsubstituted pheny. group, or aphony! group hSTng aSe? SoS 
oratawer. a ] k »* y _0^ a8 . a .^ 

butyl groMp. an isobutyl group, a secondary butyl group, a tertiary butyl group, a pr^yTgnTup. I a pZw 
group hav,ng a lower alkyl group or a tower alkoxy group; and R„ resents a hydrogen ^ S 
group (preferably a methyl group), a lower alkoxy group (preferably a methoxy Xp>7£ chS 



2$ 




R 24 ^S^r R « 



(II) 



40 



whenan , R*. . R,, and Ffe, may be the same or different and each represent a hydrogen atom, a lower alkyl 

Ta toweS»^ Xy flTOUPl 8 LT UbSt ' tUted *«* « a r*** flroupZmg a tower a^ gro£ 

9 P as „l 8ubst,,ue ' rt « 8 >: *• represents a hydrogen atom, a lower alky, group (preferably 
a methyl group) a lower alkoxy group (preferably a melhoxy group) or a chlorine atom; a Ja, repr3Ta 
group represented by any one of the following structural formulae (al) to (II)- represents a 
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(al). 

(bl) 

(d) 
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(hi) 



(il) 



(in which Fbs represents a hydrogen atom, a lower afkyl group (preferably a methyl group), a lower alkoxy 
ss group (preferably a methoxy group) or a chlorine atom): 
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(III) 



ts wherein Rit, R32 and R33 may be the same or different and each represent a hydrogen atom, a lower alkyl 
group, a lower alkoxy group, an urisubstitutsd phenyl groyp. or a phenyl group having a tower aikyi group 
or a lower alkoxy group as a substituorrtfs); R3* represents a hydrogen atom, a lower alkyl group (preferably 
a methyl group), a lower alkoxy group (preferably a methoxy group) or a chlorine atom; and As represents a 
group represented by any one of the following formulae (jl) to (m); 
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(IV) 



20 



25 



iZZTm teLflT" ^ 66 ^ same or °™°«*W and each represent a hydrogen atom, a lower aikyl 
group, a lower alkoxy group, an unsubstHuted phenyl group, or a phenyl group haTrn a lower alkvt oZo 

amethyf group , a lower alkoxy group {preferably a melhoxy group) or a chlorine atom: and A, repress a 
group represented by any one of the following structural formulae <a2) to <i2): represents a 
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(in which R44 represents a hydrogen atom, a lower alkyl group (preferably a metfiyl group), a lower alkoxy 
55 group (preferably a methoxy group) or a chlorine atom); 
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20 wherein R51 and Rsz may be the same or different and each represent a hydrogen atom, a lower alky I 
group, a lower alkoxy group, an unsubstituted phenyl group* or a phenyl group having a lower alkyl group 
or a lower alkoxy group as a substituertt(s); R53 represents a hydrogen atom, a lower alkyl group (preferably 
a methyl group), a lower alkoxy group (preferably a methoxy group) or a chlorine atom; and A* represents a 
group represented by any one of the following structural formulae 02) to (n2); 

25 
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The objects of the present invention are also accomplished with an electro-luminescence device 
comprising at least one of the compounds represented by the above-described formulae (I) to (V) and the 
following formula (VI): 
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(VI) 



wherein 9 6 ^ and Re 2 may be the same or different and each represent a hydrogen atom, a lower alkyl 
group, a lower alkoxy group, an unsubstituted phenyl group, or a phenyl group having a lower alkyl group 
or a lower alkoxy group as a substituerrt(s); and R*j represents a hydrogen atom, a lower alkyl group 
(preferably a methyl group), a lower alkoxy group (preferably a methoxy group) or a chlorine atom. 

The terms "lower alkyl group" and "lower alkoxy group" as used herein mean "Ct -«. alkyl group" and 
"Ci -* alkoxy group", respectively. 

BRIEF DESCRIPTION OF THE DRAWINGS 

By way of example and to make the description more clear, reference is made to the accompanying 
drawings in which: 

Fig. 1 shows IR spectrum of N,N*4)is(pHTormalbutylphenyl>-N t N*Hiiphenylbenzidine; 
Fig. 2 shows IR spectrum of N,N'-bis(p-isobutylphenyl)-N,N'-diphenylbenzidine; 
Fig. 3 shows IR spectrum of N,N*-bis(p-teraarybutylphenyl)-N,N*-diphenylbenzidine; 
Fig. 4 shows IR spectrum of N.N.N'^N^tetrakistp-tertiarybutyiphenylJbenridine; 

Fig. 5 shows the infrared absorption spectrum of N,N'-bis(4 r -diprienylamino-4-biphenylyl)-N,N'-diphenyl- 
benzidine; 

Fig. 6 shows the infrared absorption spectrum of N,N , ^is(3,3'^inriethyl-4 , -diphenylamino-4-biphenylylh 
N.N'-diphenylbenzidine; 

Fig. 7 shows the infrared absorption spectrum of l.l-bistrHN-t^KJiphenyla^ino-^^phenylyl^ilinol- 
phenyl] cyclohexane; 

Fig. 8 shows the infrared absorption spectrum of 1,l^is(p-[N-(4 , -dlphanylamino-3 1 3 , -dimethyM- 
biphenylyi) anilinojphenyl) cyclohexane; 

Fig. 9 shows the infrared absorption spectrum of 4,4*4)is{4*Kliphenylamino-44>iphenylylanilinino>-t.V- 
diphenyl ether; and 

Fig. 10 shows the configuration of an embodiment of the organic EL device according to the present 
invenfion. 

DETAILED DESCRIPTION OF THE INVENTION 

The present invention will be further described hereinafter. 

The amine compound represented by formula (I) is a novel compound. The synthesis of the amine 
compound can be accomplished by the condensation reaction of the corresponding 4,4 t -dihalogenated 
biphenyl with the corresponding diphenylamine compound or the condensation reaction of the correspond- 
ing benzidin compound with the corresponding hatogenated aryl. The condensation reaction is known as 
Ullmann reaction. 
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For xample, an aniline compound represented by the following formula: 



wherein Rn is as defined above is N-acetylatad to obtain an anilide compound which is then acted upon by 
to a halogenated aryl represented by the following formula: 



T5 




wherein Rt2 is as defined above; and Xi represents a chlorine, bromine or iodine atom to undergo 
condensation reaction. The reaction product is then hydrolyzed to obtain a diphenylamine compound 
20 represented by the following formula: 



26 



30 




wherein Rn and Ri 2 are as defined above. The diphenylamine compound thus obtained is then allowed to 
undergo condensation reaction with 4, 4' -di halogenated bipnenyl represented by the following formula: 

33 




4$ 



wherein Ri$ and X t are as defined above, with the proviso that Rn and Xi are not chlorine atoms at the 
same time, to obtain an amine compound according to the present invention. 
If an amine compound represented by the following formula: 



so 




55 



wherein Ru is as defined above is used as a starting material, it is acetylated to obtain an N,N*-diacetyl 
compound which is then acted upon by a halogenated aryl represented by the following formula: 
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5 



wherein Hit and Xi are as defined above. The reaction product is then hydrolyzed The resulting 
hydrolyzate is then acted upon by a hatogenated ary! represented by the following formula: 



16 



wherein R12 and X1 are as defined ahovB to undergo condensation reaction to obtain an amine compound 
of formula (I) according to the present invention. 

Specific examples of the compound of formula (!) of the present invention win be given below. 
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1-14 




BO 
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1-20 



5 




sec — Bu sec — Bu 

30 



The novel amino compound of formula (I) can easily form and stably maintain a glass state and is 
thermally and chemically stable. Thus, the amine compound of the present invention is extremely useful as 
a hole-transporting material to be incorporated in organic electro-luminescence devices, 
as The synthesis of the amine compound of formula (I) will be further described in the following synthesis 
examples. 

SYNTHESIS EXAMPLE 1 

40 95.0 g (0.64 mo!) of p- norm alb utylani line was dissolved in 170 ml of glacial acetic acid. 81.3 g (0.60 
mol) of acetic anhydride was then added dropwise to the solution at a temperature of 30 *C. After the 
completion of dropwise addition, the reaction mixture was then allowed to undergo reaction at a temperature 
of 40 *C for 1 hour. The reaction solution was then poured into 600 mt of water. The resulting crystal was 
filtered off, washed with water, and then dried. The crystal thus obtained was then recrystallized from a 

46 mixture of 120 ml of toluene and 1,000 mt of rvhexane to obtain 117.5 g (yield: 96.4 %) of p- 
normalbutylacetanilide. The melting point of the crystal was from 105.5 *C to 106.0 *C. 

20.1 g (0.11 mol) of p-normalbutylacetanilkJe thus obtained. 24.8 g (0.16 mol) of bromobenzene, 19.4 g 
(0.14 mol) of anhydrous potassium carbonate, and 0.96 g (0.015 mol) of copper powder were mixed. The 
reaction mixture was then allowed to undergo reaction at a temperature of 160 *0 to 220 'C for 10 hours. 

60 The reaction product was then extracted with 100 ml of toluene. The insoluble contents were removed by 
filtration. The filtrate was then concentrated to dryness. The concentrate was then dissolved in 30 ml of 
isoamyl alcohol. The material was then hydroty2ed with 3.8 g of water and 13.2 g (0.2 mol) of 85 % 
potassium hydroxide at a temperature of 131 *C. The material was then subjected to steam distillation to 
distill off isoamyl alcohol and excess bromobenzene. The residue was extracted with 140 ml of toluene, 

6S washed with water, and then concentrated to dryness. The concentrate was then dried to obtain 21.1 g 
(yield: 89.4 %) of N-ph nyl^>normalbutylaniline. 

21.1 g (0.094 mol) of N-phenyl-p-normaibutylaniiine. 15.4 g (0.038 mol) of 4,4 , -diiodobiphenyl f 15.7 g 
(0.11 mol) of anhydrous potassium carbonate, and 1.1 g (0.017 mol) of copper powder were mixed. The 
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mixture was then allowed to undergo reaction at a temperature of 1 70 to 220 * C for 27 houre. The reaction 
product was then extracted with t40 ml of toluene. The insoluble contents were removed by filtration. The 
filtrate was then concentrated to obtain an oily material. The crude product thus obtained was then purified 
by column chromatography (carrier: siGca gel; elute: 1/5 mixture of toluene and n-hexane) to obtain 13.4 g 
s (yield: 58.6 %) of N.N'-bistp-normaibutylphenylhN.N'-diphenylbenEidine. The melting point of the product 
was from 135.0 *Cto 135.5 *C. 

SYNTHESIS EXAMPLE 2 



io 70.0 g (0.47 mol) of p-isobutylaniline was dissolved in 126 ml of glacial acetic acid. 59.9 g (0.58 mot) 
of acetic anhydride was then added dropwise to the solution at a temperature of 30 *C. After the 
completion of dropwise addition, the reaction mixture was then allowed to undergo reaction at a temperature 
of 40 * C for 1 hour. The reaction solution was then poured into 500 mt of water. The resulting crystal was 
filtered off, washed with water, and then dried. The crystal thus obtained was then recrystallized from a 

15 mixture of 140 ml of toluene and 700 ml of n-hexane to obtain 60.4 g (yield: 67.3 %) of p- 
isobutylacetanilide. The melting-point of the crystal was from 124.5 *C to 125;0 * C. 

17.9 g (0.094 mol) of p-isobutylacetanilide thus obtained, 22.1 g (0.14 mol) of bromobenzene, 16.9 g 
(0.12 mol) of anhydrous potassium carbonate, and 0.69 g (0.014 mol) of copper powder were mixed. The 
reaction mixture was then allowed to undergo reaction at a temperature of 168 *C to 217 "C tor 14 hours. 

20 The reaction product was then extracted with 100 mt of toluene. The insoluble contents were removed by 
filtration. The filtrate was then concentrated to dryness. The concentrate was men dissolved in 30 ml of 
isoamyl alcohol. The material was then hydrotyzed with 3,4 g of water and 11.8 g (0.18 mol) of 85 % 
potassium hydroxide at a temperature of 131 °C. The material was then subjected to steam distillation to 
distill off isoamyl alcohol and excess bromobenzene. The residue was extracted with 120 ml of toluene, 

25 washed with water, and then concentrated to dryness. The concentrate was then dried to obtain 17.6 g 
(yield: 86.8 %) of N-phenyt-p-ieobutylaniline. 

17.6 g (0.078 mol) of N-phenyl-p-isobutylaniline, 12.6 g (0.031 mol) of 4.4 r -diiodobphenyl. 12.9 g (0.093 
mol) of anhydrous potassium carbonate, and 0.89 g (0.014 mol) of copper powder were mixed. The mixture 
was then allowed to undergo reaction at a temperature of 190 to 220 *C for 12 hours. The reaction product 

30 was then extracted with 70 mt of toluene. The insoluble contents were removed by filtration. The filtrate 
was then concentrated to obtain an oily material. The crude product thus obtained was then purified by 
column chromatography (carrier: silica gel; elute: 1/6 mixture of toluene and n-hexane) to obtain 8.5 g (yield: 
45.7 %) of N,N'-bis(pHSC{>utylpbenylhN^^ The melting point of the product was from 

133.8 'Cto 135.3 *C. 

35 

SYNTHESIS EXAMPLE 3 

82 g (0.061 mol) of acetanilide, 19.2 g (0.090 mol) of p-tertiarybutylbromobenzene, 9.95 g (0.072 mol) 
of anhydrous potassium carbonate, and 0.50 g (0.008 mol) of copper powder were mixed. The reaction 

40 mixture was then allowed to undergo reaction at a temperature of 190 'C to 203 'C for 23 hours. The 
reaction product was then extracted with 75 ml of toluene. The insoluble contents were removed by 
filtration. The filtrate was then concentrated to dryness. The concentrate was then dissolved in 30 ml of 
isoamyl alcohol. The material was then hydrolyzed with 1.1 g of water and 7.9 g (0.12 mol) of 85 % 
potassium hydroxide at a temperature of 1 25 • C. The material was then subjected to steam distillation to 

45 distiP off isoamyl alcohol and excess p-tertiarybutylbromobenzene. The residue was extracted with 80 ml of 
toluene, washed with water, and then concentrated to dryness. The concentrate was then recrystallized from 
100 ml of n-hexane to obtain 8.1 g (yield: 5B.9 %) of N-phenyl-p-tertiarybutylaniline. 

8.1 g (0.036 mol) of N-phenyl-p-tertiarybutylaniline ( 7.3 g (0.018 mol) of 4.4*-diiodobiphenyl. 7.5 g 
(0.054 mol) of anhydrous potassium carbonate, and 0.53 g (0.008 mol) of copper powder were mixed. The 

50 mixture was then allowed to undergo reaction at a temperature of 210 to 225 "C for 12 hours. The reaction 
product was then extracted with 70 mt of toluene. The insoluble contents were removed by filtration. The 
filtrate was then concentrated to obtain an oily material. The crude product thus obtained was then purified 
by column chromatography (carrier: siHca gel; elute: 1/4 mixture of toluene and n-hexane) to obtain 4.5 g 
(yield: 41.7 %) of N.N'-bis^tertiaJvbutylphenylhN.N'-diphenylbenzidine. The melting point of the product 

65 was from 232.2 • C to 232.6 *C. 
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SYNTHESIS EXAMPLE 4 

10.6 g (0.071 mol) of p-tertiarybutylaniline was dissolved in 19 ml of glacial acetic acid. 8.0 g (0.078 
mol) of acetic anhydride was then added dropwise to the solution at a temperature of 30 *C. After the 

5 completion of dropwise addition, the reaction mixture was then allowed to undergo reaction at a temperature 
of 40 * C for 3 hours. The reaction solution was then poured into 200 mt of water. The resulting crystal was 
filtered off, washed with water, and then dried to obtain 13.5 g (yield: 09.9 %) of p-tertiarybutylacetanilide. 
The melting point of the crystal was from 172.5 *C to 173.5 *C. 

13.5 g (0.071 mol) of p-tertiarybutylacetanilide thus obtained. 19.6 g (0.092 mol) of p-teriarybutyl- 

io bromobenzene, 11.8 g (0.085 mol) of anhydrous potassium carbonate, and 0.68 g (0.009 mot) of copper 
powder were mixed. The reaction mixture was then allowed to undergo reaction at a temperature of 215 *C 
to 225 *C for 19 hours. The reaction product was then extracted with 200 mi of toluene. The insoluble 
contents were removed by filtration. The filtrate was then concentrated. To the concentrate was then added 
60 mt of n-hexane to obtain a crystal. The crystal thus obtained was then dissolved in 50 ml of isoamyl 

16 alcohol. The material was then hydrolyzed with 1.9 g of water and 6.2 g (0.15 mol) of 93 % potassium 
hydroxide at a temperature of 1 31 ' C. The material was then subjected to steam distillation to distill off 
isoamyl alcohol and excess p-tertiarybutylbromobenzene. The residue was extracted with 120 ml of 
toluene, washed with water, and then concentrated to dryness. The concentrate was then dried to obtain 
15.1 g (yield: 99.4 %) of 4,4*KJitertiaivbutyl-N,NKfiphenylamine. 

20 13.4 g (0.048 mol) of 4.4'^itertiarybutyl*N,N-diphenylamine < 7.7 g (0.019 mol) of 4,4 , -dfiodobiphenyl, 
7.7 g (0.056 mol) of anhydrous potassium carbonate. 0.53 g (0.008 mol) of copper powder, and 5 mt of 
nitrobenzene were mixed. The reaction mixture was then allowed to undergo reaction at a temperature of 
200 to 215 'C for 4 hours. The reaction product was then extracted with 100 mi of THF. The insoluble 
contents were removed by filtration. The filtrate was then concentrated to obtain a crystal. The crude crystal 

26 thus obtained was then purified by column chromatography (carrier: silica gel; etute: 1/2 mixture of toluene 
and n-hexane) to obtain 4.3 g (yield: 31.7 %) of N t N,N\NMetrakis(p^9rtiarybutylphenyl)benzidine. The 
melting point of the product was from 402.0 * C to 403.0 *C. 

Figs. I to 4 show the infrared absorption spectra of the compounds obtained In Synthesis Examples 1 
to 4, respectively. The infrared absorption spectra were determined by KBr tablet process by means of IR- 

30 700 available from Ninon Bunko Kogyo K.K. 

The results of elementary analysis of the compounds obtained in Synthesis Examples 1 to 4 are set 
forth in Table 1. 

Table i 

35 



Synthesis 


Elementary Analysis (Measured/calculated) 


Example No. 










C(%) 


H(%) 


N(%) 


1 


87.93/67.96 


7.45/7.38 


4.57/4.66 


2 


87.77/87.96 


7.43/7.38 


4.51/4.66 


3 


87.81/87.96 


7.42/7.38 


4.67/4.66 


4 


87.53/87.59 


8.55/8.48 


3.76/3.93 



45 

The amine compound represented by formula (II) is a novel compound. The synthesis of the amine 
compound can be accomplished by hydrolyztng the product of the condensation reaction of the cor- 
responding triphenylbenzidine compound with the corresponding dihaJogenated compound or the condensa- 
tion reaction of the corresponding N.N'-diacetylated diamino compound with the corresponding 4'-haioge- 
50 nated biphenylacetanilide compound, and then subjecting the hydrolyzate to condensation reaction with the 
corresponding halogenated aryl. The condensation reaction is known as Ullmann reaction. 

For example, a 4,4 , -dihaJogenated biphenyl compound represented by the following formula: 
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wherein R^t is as defined above; and X* represents a chlorine atom, bromine atom or iodine atom, with the 
proviso that R24 and X2 at not chlorine atoms at the same time, is condensed with an anilide compound 
represented by the following formula: 



5 




to 

wherein t is as defined above in the same molar quantity, to obtain a 4'-halogenated biphenylacetanilide 
compound represented by the following formula: 



76 




wherein Ffei , Ffe* and X2 are as defined above, with the proviso that R24 and X2 are not chlorine atoms at 
the same time. The 4'-halogsnated biphenylacetanilide compound thus obtained is then condensed with a 
diphenylamine compound represented by the following formula: 



30 




wherein R22 and R23 are as defined above. The condensation product is then hydro ly zed to obtain a 
triphenylbenzidine compound represented by the following formula: 



45 




so wherein R21 . Rz 2 . R?s and R24 are as defined above. Two equivalents of the tripheny Iben2tdine compound 
are acted upon by one equivalent of a dihalogenated compound represented by the following formula: 

X 2v / X * 



wherein X2 and At are as defined above, to obtain an amine compound of formula (11) of the present 
invention. 
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If a diamino compound represented by the following formula: 



H 2 N, NH 2 

wherein Ai is as defined above is used as a starting material, the amino group is acetylated to obtain a 
diac8ty1ated compound which is then condensed with a halogenatBd aryi represented by the following 
ro formula: 



is 



wherein R21 and X? are as defined above. The reaction product is then hydroryzed to obtain a diaryldiamino 
compound represented by the following formula; 



20 



NH NH 



30 



wherein R2, and Ai are as defined above. The dihalogenated biphenyl compound is then condensed with a 
4*-halogenated biphenylacetanilide compound represented by the foltowing formula: 




>CH 3 



wherein Ffez, Ha 4 and Xz are as defined above, with the proviso that R2* and Xz are not chlorine atoms at 
the same time, synthesized from a dihalogenated biphenyl compound and an anilkle compound in the same 
manner as above. The condensate is then hydroiyzed to obtain a tetramine compound represented by the 
45 following formula: 



50 



55 
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wherein R?i, R22, R 2 « and Ai are as defined above. The tetramtrte compound thus obtained is then 
condensed with a halogenated aryl represented by the following formula: 



w wherein Ffe 3 and X2 are as defined above to obtain an amine compound of formula (II). Among the 
foregoing condensation reactions, the condensation reaction of 4,4 , -dihaiogenated biphenyl with an acetanr- 
lide compound may be effected by using benzanilide instead of the acetanilide compound. 

The foregoing condensation reaction of various hatogenated aryls with various amine compounds is 
effected in the presence or absence of solvent. As such a solvent there may be used nitrobenzene or 

T6 dichtorobenzene. As a basic compound to be used a deacidification agent there may be used potassium 
carbonate, sodium carbonate, sodium hyoYo^encarbpnate. potassium hydroxide, sodium hydroxide or the 
like. The condensation reaction may be also effected in the presence of a catalyst such as copper powder 
and haiogenated copper. The reaction temperature is normally in the range of 160 to 230 *C. 

The novel amine compound of formula (II) can easily form and stably maintain a glass state and is 

20 thermally and chemically stable. Thus, the amine compound of formula (II) is extremely useful as a hole- 
transporting material to be incorporated in organic electro-luminescence devices. Specific examples of the 
compound of formula (11) will be given below. 
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II-5 



TO 



15 



20 



26 



CH 3 CH 3 



H 3 C 




CH : 



CH 3 



II-6 



H 3 CO 



35 
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45 



SO 



55 



31 



EP 0 650 955 A1 

11-19 

5 



to 



15 



20 



1-20 



30 



35 



40 




The synthesis of the amine compound of formula (10 will be further described in the following synthesis 
examples. 

46 

SYNTHESIS EXAMPLE S 

20.3 g (0J5 mol) ot acetanifide, 73.1 g (0.18 mol) of 4,4'-diiodobiphenyl. 22.1 g (0.16 mol) of anhydrous 
potassium carbonate, 2.16 g (0.034 mol) of copper powder, and 35 mi of nitrobenzene were mixed. The 

so reaction mixture was then allowed to undergo reaction at a temperature of 100 *C to 205 *C for 10 hours. 
The reaction product was then extracted with 200 ml of toluene. The insoluble contents were removed by 
filtration. The filtrate was then concentrated to dryness. The concentrate was then purified by column 
chromatography (carrier: silica gel; elute: 6/1 mixture of toluene and ethyl acetate) to obtain 40.2 g (yield: 
64.8 %> ot r^(4Modo-4-biphenyryl)aoetaniltde. The melting point of the product was from 135.0 *C to 136.0 

65 *C. 

Subsequently, 13.2 g (0.032 mol) of IM-<4 r -iodo-4-biphenyl)aceianil»de thus obtained, 6.60 g (0.030 mol) 
of diphenyf amine, 5.53 g (0.040 mol) of anhydrous potassium carbonate, 0.45 g (0.007 mol) of copper 
powder, and 10 ml of nitrobenzene were mixed. The reaction mixture was then allowed to undergo reaction 
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at a temperature of 200 to 212 -C for 15 hours. The reaction product was then extracted with 100 ml of 
toluene. The insoluble contents were then removed by filtration. The fiftrate was then concentrated to obtain 
an oily matter. The oily matter thus obtained was then dissolved in 60 ml of isoamyf alcohol. The material 
was then hydrolyzed with 1 mi of water and 234 g (0.040 mol) of 85 % potassium hydroxide at a 

6 temperature of t30 *C. The reaction solution was then subjected to steam distillation to distill off isoamyl 
alcohol. The residue was extracted with 250 ml of toluene, washed with water, and then concentrated to 
dryness. The concentrate was then purified by column chromatography (carrier: silica gel; elute: 1/2 mixture 
of toluene and n-hexane) to obtain 10.5 g (yield: 72.2 %) of N.N.NMriphenylbenzidlne. The melting point of 
the product was from 167.5 *C to 168.5 "C. 

70 8.66 g (0.021 mol) of N.N.N'-triphenylbenztdine thus obtained, 4.06 g (0.01 mol) of 4.4 , -dirodobiphenyl 1 
2.90 g (0.021 mol) of anhydrous potassium carbonate, 0.32 g (0.005 mol) of copper powder, and 10 ml of 
nitrobenzene were mixed. The reaction mixture was then allowed to undergo reaction at a temperature of 
195 *C to 210 *C for 20 hours. The reaction product was then extracted with 140 ml of toluene. The 
insoluble contents were removed by filtration. The filtrate was then concentrated. To the concentrate was 

is then added 120 ml of n-hexane to recover a crude crystal. The crude crystal thus recovered was then 
purified by column chromatography (carrier: sfficagefc.elute: immixture of toluene and n-hexane) to obtain 
4.73 g (yield: 48.5 %) of N.N^is^'^iphenytamino^iph^ The melting point 

of the product was from 242.5 ' C to 243.5 * C. 

20 SYNTHESIS EXAMPLE 6 

16.2 g (0.12 mol) of acetanilide, 58.4 g (0.13 mol) of 3,3*-dimethyl-4 ( 4 , -diiodobiphenyl, ia0 g (0.13 mol) 
of anhydrous potassium carbonate, 1.71 g (0.027 mol) of copper powder, and 30 ml of nitrobenzene were 
mixed. The reaction mixture was then allowed to undergo reaction at a temperature of 192 *C to 203 *C 

26 for 13 hours. The reaction product was then extracted with 160 ml of toluene. The insoluble contents were 
removed by filtration. The fiftrate was then concentrated to dryness. The concentrate was then purified by 
column chromatography (carrier: silica gel; elute: 7/1 mixture of toluene and ethyl acetate) to obtain 36.7 g 
(yield: 69.3 %) of N-fS.y^imethyM'-kxJo^biphen^^etanilide. Subsequently. 13.2 g (0.030 mol) of N- 
(3,3 , HjimethyW , -iodc-4-biphenyiyl)acetan!Bde thus obtained, 6.09 g (0.036 mol) of diphenylamine, 5.11 g 

30 (0.037 mol) of anhydrous potassium carbonate, 0.44 g (0.007 mol) of copper powder, and 10 ml of 
nitrobenzene were mixed. The reaction mixture was then allowed to undergo reaction at a temperature of 
198 to 21 1 'C for 13 hours. The reaction product was then extracted with 100 ml of toluene. The insoluble 
contents were then removed by filtration. The filtrate was then concentrated to obtain an oily matter. The 
ofly matter thus obtained was then dissolved in 50 ml of isoamyl alcohol. The material was then hydrolyzed 

36 with 1 ml of water and 2.38 g (0.036 mol) of 85 % potassium hydroxide at a temperature of 130 *C. The 
reaction solution was then subjected to steam distillation to distill off isoamyl alcohol. The residue was 
extracted with 200 mt of toluene, washed with water, and then concentrated to dryness. The concentrate 
was then purified by column chromatography (carrier: silica gel; elute: 1/3 mixture of toluene and n-hexane) 
to obtain 9.27 g (yield: 70.1 %) of S.S'-dimethyl-N.N.N'-triphenylbenzidine. The melting point of the product 

40 was from 104.0 *C to 105.0 *C. 

8.37 g (0.019 mol) of S.S'-dimethyl-N.N^'-biphenylbenzidine thus obtained, 3.65 g (0.009 mol) of 4,4 r - 
diiodobrphenyl, 2.63 g (0.019 mol) of anhydrous potassium carbonate, 0.25 g (0.004 mol) of copper powder, 
and 7 ml of nitrobenzene were mixed. The reaction mixture was then allowed to undergo reaction at a 
temperature of 197 'C to 212 *C for 36 hours. The reaction product was then extracted with 130 ml of 

46 toluene. The insoluble contents were removed by filtration. The filtrate was then concentrated. To the 
concentrate was then added 110 ml of n-hexane to recover a crude crystal. The crude crystal thus 
recovered was then purified by column chromatography (carrier, silica gel; elute: 1/2 mixture of toluene and 
n-hexane) to obtain 434 g (yield: 52.1 %) of N,N , ^s(3,3 , -dimethyM t KjiphenylajT\ino-4-biphenylyl)-N ( N*- 
dipheny (benzidine. The melting point of the product was indefinite. 

60 

SYNTHESIS EXAMPLE 7 

16.0 g (0.06 mol) of 1,1-bis(4-aminophenyl) cyclohexane was dissolved in 50 ml of glacial acetic acid. 
13.3 g (0.13 mol) of acetic anhydride was then added dropwise to the solution at a temperature of 40 *C. 
56 After the completion of dropwise addition, the reaction mixture was then allowed to undergo reaction at a 
temperature of 60 *C for 2 hours. The reaction solution was then poured into 300 ml of ice water. The 
resulting crystal was filtered off, washed with water, and then dried. The crystal thus obtained was then 
recrystaltized from a mixture of 40 mt of ethyl acetate and 150 ml of methanol to btain 13.5 g (yi W: 64.3 
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%) of 1,1-bis(4-acetamidephenyl)cyclohexane. The melting point of the product was from 270.0 • C to 271 0 
•C. 

10.5 g (0,03 mol) of i.i-bis(4-acetamidephenyl) cyclohexane thus obtained, 10.4 g (0.066 mot) of 
crornobenzene, 8.7t g (0.063 mol) of anhydrous potassium carbonate, and 0.95 g (0.015 mol) of copper 

s powder were mixed. The reaction mixture was then allowed to undergo reaction at a temperature of 1 70 • C 
to 200 *C for 16 hours. The reaction product was then extracted with 150 ml of toluene. The insoluble 
contents were removed by filtration. The filtrate was then concentrated to obtain an oily matter. The oily 
matter thus obtained was then dissolved in 50 mt of isoamyl alcohol. The material was then hydrolyzed 
with t ml of water and 4.16 g (0.063 mol) of 85 % potassium hydroxide at a temperature of 130' C. The 

io material was then subjected to steam distillation to distill off isoamyl alcohol. The residue was extracted with 
200 ml of toluene, washed with water, and then concentrated to dryness. The concentrate was then purified 
by column chromatography (carrier: silica gel; elute: 3/2 mixture of toluene and n-hexane) to obtain 9.31 g 
(yield: 74.1 %) of 1.1-bis(4-anilinophenyl) cyclohexane. 

Subsequently, in the same manner as in Synthesis Example 5 t 18.4 g (0.042 mol) of N-(4'4odo-4- 

76 Wphenylyl)-acetanilide obtained by the condensation reaction of acetaniBde with 4,4'~diiodobiphenyl, 8.37 g 
(0.02 mol) of 1 .1-bis(4-aralinophenyl)cyclohexane thus obtained, 5.80 g (0.042 mol) of anhydrous potassium 
carbonate, 0.57 g (0.009 mol) of copper powder, and 20 ml of nitrobenzene were mixed. The reaction 
mixture was then allowed to undergo reaction at a temperature of 198 to 215 *C for 21 hours. The reaction 
product was then extracted with 150 mt of toluene. The insoluble contents were then removed by filtration. 

20 The filtrate was then concentrated to obtain an oily matter. The oily matter thus obtained was then dissolved 
in 80 mt of isoamyl alcohol. The material was then hydrolyzed with 1 ml of water and 2.77 g (0.042 mol) 
of 85 % potassium hydroxide at a temperature of 130 -C. The reaction solution was then subjected to 
steam distillation to distill off isoamyl alcohol. The residue was extracted with 180 ml of toluene, washed 
with water, and then concentrated to dryness. The concentrate was then purified by column chromatog- 

25 raphy (carrier: sifica gel; elute: 1/1 mixture of toluene and n-hexane) to obtain 10.4 g (yield: 57.3 %) of 1.1* 
WsIp-[N-(4'-anilino-4^ 

9.05 g (0.01 mol) of 1.l-bis[p^^4 , ^iltno^biphen^ thus obtained, 4.49 

g (0.022 mol) of iodobenzene, 2.90 g (0.021 mol) of anhydrous potassium carbonate, 0.32 g (0.005 mol) of 
copper powder, and 15 ml of nitrobenzene were mixed. The reaction mixture was then allowed to undergo 

30 reaction at a temperature of 198 -C to 213 *C for 19 hours. The reaction product was then extracted with 
150 ml of toluene. The insoluble contents were removed by filtration. The filtrate was then concentrated. To 
the concentrate was then added 110 ml of n-hexane to recover a crude crystal. The crude crystal thus 
recovered was then purified by column chromatography (carrier silica gel; elute: 2/3 mixture of toluene and 
n-hexane) to obtain 5.17 g (yield: 48.9 %) of i.i^is[rH^4*-diphenytamino-4-biphenylyl)a^ 

35 cyclohexane. The melting point of the product was indefinite. 

SYNTHESIS EXAMPLE 8 

10.5 g (0.025 mol) of l,l-bis(4-anilinophenyl)-cyclohexane obtained in the same manner as in Synthesis 

40 Example 7, 22.9 g (0.052 mol) of N-(3,3 , KJirnethyMMc^o-4-biprwnylyl)acetanihde obtained in the same 
manner as in Synthesis Example 6, 7.19 g (0.052 mol) of anhydrous potassium carbonate, 0.76 g (0.012 
mol) of copper powder, and 20 ml of nitrobenzene were mixed. The reaction mixture was then allowed to 
undergo reaction at a temperature of 200 to 208 'C for 18 hours. The reaction product was then extracted 
with 180 ml of toluene. The insoluble contents were then removed by filtration. The filtrate was then 

45 concentrated to obtain an oily matter. The oily matter thus obtained was then dissolved in 80 ml of isoamyl 
alcohol. The solution was then hydrolyzed with 1 ml of water and 2.77 g (0.042 mol) of 85 % potassium 
hydroxide at a temperature of 130 'C. The solution was then subjected to steam distillation to distill off 
isoamyl alcohol. The residue was extracted with 180 ml of toluene, washed with water, and then 
concentrated to dryness. The concentrate was then purified by column chromatography (carrier: silica gel; 

so elute: 1/1 mixture of toluene and n-hexane) to obtain 13.3 g (yield: 55.1 %) of IJ-bisftHN^-anilino-S^- 
drmethyl-4-biphenylyl)anilino]pherrylj cyclohexane. 

11.5 g (0.012 mol) of t.l-bisBHN^'-artKr^ thus 
obtained, 5.30 g (0.026 mol) of iodobenzene, 3.46 g (0.025 mol) of anhydrous potassium carbonate, 0.38 g 
(0.006 mol) of copper powder, and 15 ml of nitrobenzene were mixed. The reaction mixture was then 

55 allowed to undergo reaction at a temperature of 198 'C to 213 *C for 19 hours. The reaction product was 
th n extracted with 150 ml f toluene. The insoluble contents were removed by filtration. The filtrate was 
th n concentrated. T the concentrate was then added 120 ml of n-h xane to recover a crude crystal. The 
crude crystal thus recovered was then purified by column chromatography (carrier: silica gel; elute: 1/3 
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mixture of toluene and n*hexane) to obtain 5.57 g (yield: 41.7 %) of 1 , 1 4)is[p^N^4*-cnpheny larnino-33'- 
dimethyM^phenylyljanifinoJphenyl] cyclohexane. The melting point of the product was indefinite. 

Figs. 5 to 8 show the infrared absorption spectra of the compounds obtained in Synthesis Examples 5 
to 8, respectively. The infrared absorption spectra were determined by KBr tablet process by means of !R- 
5 700 available from Ninon Bunko Kogyo K.K. 

Table 2 shows the results of elementary analysis of the compounds obtained in Synthesis Examples 5 
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The amino compound represented by formula (III) is a novel compound. The synthesis of the amine 
65 compound can be accomplished by hydrolyzing the product ol the condensation reaction of the cor- 
responding triphenylbenztdine compound with the corresponding dihatogenated compound or the condensa- 
tion reaction of the corresponding N.N'-cNacetyleted diamine compound with the corresponding 4'-hak>ge- 
nated biphenylacetanilide compound, and then subjecting th hydrolyzate to condensation reaction with the 
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corresponding halogenated aryL The condensation reaction is known as Ullmann reaction. 

For example, a 4.4'-di halogenated biphenyl compound represented by the following formula: 




70 



is 



wherein Rat is aa defined above; and X> represents a chlorine atom, bromine atom or iodine atom, with the 
proviso that Ra* and Xa are not chlorine atoms at the same time, is condensed with an aniltde compound 
represented by the following formula: 



N f HtC 



20 



wherein Rat is as defined above in the same molar quantity, to obtain a 4 '-halogenated biphenylacetanilide 
compound represented by the following formula: 



25 



30 




^CH 3 



wherein Rji , R3* and Xa are as defined above, wish the proviso that Rat and Xa are not chlorine atoms at 
the same time. The 4*-haiogenated biphenylacetanilide compound thus obtained is then condensed with a 
diphenylamine compound represented by the following formula: 



46 




wherein Ra 2 and Raa are as defined above. The condensation product is then hydrotyzed to obtain a 
tripheny [benzidine compound represented by the following formula: 



60 



55 
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wherein R31 , R32. R33 and R34 ar as defined above. Two equivalents of the tripheny (benzidine compound 
are acted upon by one equivalent of a dihalogenated compound represented by the following formula: 



5 




wherein Xj and Az are as defined above, to obtain an amine compound of formula (III) of the present 
10 invention. 

If a diamine compound represented by the following formula: 
' 5 Ai 



wherein A2 is as defined above is used as a starting material, the amino group is acetylated to obtain a 
diacetylated compound which is then condensed with a halogenated aryl represented by the following 
20 formula: 



25 



wherein R31 and Xs are as defined above. The reaction product is then hydrolyzed to obtain a diaryfdtamino 
compound represented by the following formula: 



30 




40 wherein Rji and are as defined above. The dihalogenated biphenyl compound is then condensed with a 
^-halogenated biphenylacetaniiide compound represented by the following formula: 



46 




50 wherein 832, Rm and X3 are as defined above, with the proviso that Ra* and Xa are not chlorine atoms at 
the same time, synthesized from a dihalogenated biphenyl compound and an anilide compound in the same 
manner as above. The condensate is then hydrolyzed to obtain a tetramine compound represented by the 
following formula: 



55 
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is 



H 



TZTJ^ U J^*' Rm artd are as defined above. The tatramme compound thus obtained is than 
condensed with a hak>aenaf*id nrvi r^m^M^ h« #k« ^ H oouunea is men 



35 



^ ** 98 dehned ab ° ve to ° btaln *" compound of formula (III). Amona the 

foregomg condensate* reactions, the condensation reaction of 4,4'-dihalooena1ed biohenvl wrtn^Lni 
hoe compound may be effected by using benzanilide instead of Ine aceST^S 

sari vjwj^* — — - ^ •^isrjs: 
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III-8 



H 3 C 




H 3 C 




III-9 




n-C 4 H 9 




111-10 




H H 




t-C,H 9 



The synthesis of the amine compound of formula (III) will be further described in the following synthesis 
examples. 

SYNTHESIS EXAMPLE 9 



20.0 g (0.15 mot) of acetanlllde, 65.0 g (0.16 mol) f 4,4*HJHodoblphenyt, 22.1 g <o.i6 mol) of anhydrous 
potassium carbonate, 2.16 g (0.034 mol) of copper powder, and 35 ml of nitrobenzene were mixed. Th 
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reaction mixture was then allowed t undergo reaction at a temperature f 190 *C to 205 *C for 10 hours. 
The reaction product was then extracted with 200 ml of toluene. The insoluble contents were then removed 
by filtration. The filtrate was then concentrated to dryness. The concentrate was then purified by column 
chromatography (carrier silica gel; elute: 671 mixture of toluene and ethyl acetate) to obtain 40.2 g (yield: 
5 64.8 %) of N-(4'-k)do-4^iphenylyl)acetanilide. The melting point of the product was from 135.0 *C to 136.0 
•C. 

12.0 g (0.06 mo!) of 4 1 4 , -diamtno-l t 1*-diphenyl ether was dissolved in 100 ml of glacial acetic acid. 
13.5 g (0.13 mol) of acetic anhydride was then added dropwise to the solution at a temperature of 40 *C. 
After the completion of dropwise addition, the reaction mixture was then aDowed to undergo reaction at a 

10 temperature of 45 *C for 2 hours. The reaction solution was then poured into 700 ml of ice water. The 
resulting crystal was filtered off, washed with water, and then dried. The crystal thus obtained was then 
recrystallized from 160 ml of methanol to obtain 13.4 g (yield: 78.3 %> of 4.4*-diacetamide-1.1'-diphenyl 
ether. TTie melting point of the product was from 231.0 'C to 231.5 # C. 

Subsequently, 7.11 g (0.025 mol) of 4,4 , -diacetamide-1 i r-diphenyl ether, 22.7 g (0.055 mol) of N-(4'- 

?6 iodo~4-biphenyty1)acetani1ide ( 7.60 g (0.055 mol) of anhydrous potassium carbonate, 0.70 g (0.01 1 mol) of 
copper. powder, and 10 ml of nitrobenzene were mixed: The reaction mixture was then allowed to undergo 
reaction at a temperature of 185 *C to 185 *C for 8 hours. The reaction product was then extracted with 
500 ml of toluene. The Insoluble contents were removed by filtration. The filtrate was then concentrated to 
obtain an oily matter. The oily matter thus obtained was then dissolved in 60 ml of tsoamyt alcohol. The 

20 solution was then hydrolyzed with 1 ml of water and 1.8 g (0.027 mol) of 85 % potassium hydroxide at a 
temperature of 130 *C. The solution was then subjected to steam distillation to distill off isoamyl alcohol. 
The residue was extracted with 250 ml of toluene, washed with water, and then concentrated to dryness. 
The concentrate was then purified by column chromatography (carrier: silica gel; elute: 1/1 mixture of 
toluene and ethyl acetate) to obtain 8.93 g (yield: 52.0 %) of 4,4 , ^s(4'-amlino-4-t>ipheny!ylamino)-M'- 

26 diphenyl ether. The melting point of the product was from 285.5 * C to 2883 • C. 

6£7 g (0.01 mol) of M'^is^'-anilino^iphe^ ether, 24.5 g (0.12 mol) of 

iodobenzene, 6.08 g (0.044 mol) of anhydrous potassium carbonate, and 0.51 g (0.008 mol) of copper 
powder were mixed. The reaction mixture was then allowed to undergo reaction at a temperature of 195 *C 
to 210 *C for 16.5 hours. The reaction product was then extracted with 100 ml of toluene. The insoluble 

oo contents were then removed by filtration. Tne filtrate was then concentrated. To the concentrate was then 
added 350 ml of n-hexane to recover a crude crystal. The crude crystal thus recovered was then purified 
by column chromatography (carrier silica gel; elute: 3/4 mixture of toluene and n-hexane) to obtain 4.06 g 
(yield: 41.0 %) of 4,4'^8(4 , Mjipheny1amino-4.bipr>onylylanilinino)-i.1'KJiphenyl ether. The melting point of 
the product was from 175.0 »C to 176.5 *C. 

35 Fig. 9 shows the infrared absorption spectrum of the compound obtained in Synthesis Example 9 
(determined by KBr tablet process by means of IR-700 available from Ninon Bunko Kogyo K.K.). 

The amine compound represented by formula (IV) is a novel compound. The synthesis of the amine 
compound of formula (IV) can be accomplished by the condensation reaction of the corresponding 
halogenated biphenylyldiphenytamine compound with the corresponding diamine compound. Alternatively, it 

4o can be accomplished by hydrolyzing the product of the condensation reaction of the corresponding 
halogenated btphenylyldiphenylamine compound with the corresponding amide compound to obtain a 
triamine compound, and then subjecting the triamine compound to condensation reaction with the cor- 
responding dihalogenated compound. The condensation reaction is known as Ullmann reaction. 
For example, a 4,4'-dihalogenated biphenyl compound represented by the following formula: 



wherein ft* 3 is as defined above; and X* represents a chlorine atom, bromine atom or iodine atom, with the 
proviso that R*» and X* are not chlorine atoms at the same time, is condensed with a diphenylamine 
compound represented by the following formula: 




R43 
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5 




wherein R+v and FU2 are as defined above in the same molar quantity, to obtain a 4*-halogenated 
biphenylykfiphenylamlne compound represented by the following formula: 



20 




26 

wherein R*i , R* 2 . FUj and X* are as defined above, with the proviso that fkt and X* are not chlorine atoms 
at the same time. Four equivalents of the 4*-halogenated Uphenylcfiphenyf amine compound thus obtained 
are then allowed to act on one equivalent of a diamine compound represented by the following formula: 

70 H 2 N- A3 -NH 2 

wherein A3 and Ru are as defined above to undergo condensation. Thus, an amine compound of the 
present invention is obtained. 

Alternatively, two equivalents of a 4'-halogenated biphenylyldiphenylamine compound represented by 
75 the following formula: 



40 




wherein FUi , R* z , R43 and X« are as defined above, with the proviso that R43 and X* are not chlorine atoms 
so at the same time, synthesized from a dihaJogenated biphenyl compound and a diphenylamine compound in 
the same manner as above are condensed with one equivalent of acetamide. The condensate is then 
hydrolyzed to obtain a tri amine compound represented by the following formula: 
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' 5 ^".T^* 1 ™I*\ ar ! f l fin8d Tw of the tnamine compound are then 

allowed to act on one equivalent of a dinalogenated comp^na repre^^ br^ Mt^^^: 

X.-A3-X* 



20 



2S 



30 



OS 



wherein X,. A, and FU 4 are as defined above, with the proviso that * and R.* are not chimin* mm. =» 

n^K L S reactions, the condensation reaction of two equivalent o7«55!£ 

^K2dToeSe COmP0Und ^ ^ * °' ^^^\T^Z 

^roben^ne. As a baste compound to be used a dm*£2 maTS SEELS 

.^nTccSnLr^- ^^Vdrooencaroonate. potassium S^^^XSTTE 
and" h^£l e ^° n ^ 1)8 3180 effected in »• P«*»"«> of a catatyst such as copper pmrtto 
and hatogenated copper. The reaction temperature is normally in the range of 1 60 to 230 -C 

•h. 1 « ^ ! m ' n0 COmpound of tormu,a W easily form and stably maintain a class state and « 

a ho^ansporbng material to be incorporated in organic electroluminescence devices Y * 

specific examples of the compound of formula (IV) will be given below. 
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IV- 2 



Hs C 



IV-3 
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s 



TO 



1S 
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25 



30 



35 
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IV- 17 



is 




The synthesis of the compounds of formula (IV) win be further described in the following examples. 
30 SYNTHESIS EXAMPLE 10 

!? 9 9 ( °; 10 m< * ) °' di P hon y'a"Hne. 48.7 g (0.12 mol) of M'-diiodobiphenyl, IS* g (0.12 mol) of 
anhydrous potasaum carbonate. 1.27 g (0.02 mol) of copper powder, and 20 m< of nitrobenzene were 
mixed. The reaction mixture was then allowed to undergo reaction at a temperature of 190 -C to 205 «C 
as tor 20 hours. The reaction product was then extracted with 200 ml of toluene. The insoluble contents were 
1** filtra,e waS *«» concentrated to dryness. The concentrate was LTpurJLTby 
\Tl f ^?^ y <Carri0r: SiBca 96,1 8,ute: 1/3 mixture of t0,uen ° ■* ""hexane) to obtain 24.9 g 
IMS -CteTiS ^4Mod«M-bi P herrylyl,.N.r«iphenylamine. The melting point of the product was from 

mm^T?*' 9 <0034 m0l) °' N "< 4 '- tod « > - 4 * i P he "y'W)-N.N-diphen y iamine thus obtained. 0.95 g 
(0.016 mol) of acetam.de, 4.70 g (0.034 mol) of anhydrous potassium carbonate. 0.19 g (0.003 mol) of 
copper powder, and 10 ml of nitrobenzene were mixed. The reaction mixture was then allowed to undergo 
°?TJ 3 te ? perature 01 200 to 212 ' c *» > 5 hours. The reaction product was then extracted with 150 
„ m ' ' ^l! ne ^ l f 3le contente wera 1hon removed ^ filtration. The filtrate was then concentrated to 

obtain an oily matter. The oHy matter thus obtained was then dissolved in 120 ml of isoamyl alcohol The 

TJTmZ^XT^ W, ' m 1 mI °' Watef and 135 9 9)024 rt85% Potassium hydroxide at a 
^ ™ reaC60n soluBon Was then «o steam distillation to dist.il off Isoamyl 

£ 9 W3S extractod ^ 200 mt ° f tolu »"«. »««hed with water, and then concentrated to 
o ?1T K T , P ° rified by COlumn chwnafe >9 r aphy (earner: silica gel; elute: 1/1 mixture 

The TZZL", ^IJZ.***" 7 47 0 (yieW: 71>2 %) 0f N-^^^iphenylamlnc-^phenylyOamine. 
ine melting point of the product was from 212.5 *C to 213.5 «C. 

* a-Z- ^ fl J°u 11 m0l> °* N ^ bis ( 4 '^'P'» n y |a m in <>-4-t''Ph6nylyl)amine thus obtained. 2.03 g (0.005 mol) of 

c^er 0 ^^; 'f 2 ^ 011 rn ° ,) * anhydr0US P ° t8SSium cartw » t «. 8 (0.002 mol) of copper 
powoer. and 10 ml of nitrobenzene were mixed. The reaction mixture was then allowed to undergo reaction 

o tESTST- ! « *° * 210 * C f ° r 15 h0UrS - The feaC,i0n product *" '00 mi 

con~nTL 'naolubte contents were removed by filtration. The filtrate was then concentrated. To the 
concentrate was then added 120 mt of n-hexane to recover a crude crystal. The crude crystal thus 
recovered was then purified by column chromatography (carrier: silica gel; elute: 1/1 mixture of toluene and 
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n-hexane) to obtain 4.16 g (yield: 56.9 %) of N.N.^NMetrakisH^ipheitylamino^ 
The product was molten at a temperature of 188 *C to 191 'C. Thus t the melting point of the product was 
indefinite. The elementary analysts and infrared absorption spectrum of the product (determined by KBr 
tablet process by means of IR-700 available from Ninon Bunko Kogyo K.K.) are as follows: 

5 



Elementary analysis: 


Measured %: 
Calculated %: 


C 88.78, 
C 88.74, 


H 5.58. 
H5.5L 


N5.69 
N 5.75 



TO 

Infrared absorption spectrum: 3,028 cm" 1 . 1,591 cm~\ 1,488 cm -1 , 1,319 cm" 1 , 1,275 cm" 1 , 1,176 cm~\ 
818 cm- 1 . 753 cm" 1 , 697 cm" 1 

75 SYNTHESIS EXAMPLE 11 

20.3 g (0.12 mol) of dipheny (amine. 60.9 g (0.15 mol) of 4,4'-diiodobiphenyl, 19.3 g (0.14 mol) of 
anhydrous potassium carbonate. 1.52 g (0.024 mol) of copper powder, and 20 ml of nitrobenzene were 
mixed. The reaction mixture was then allowed to undergo reaction at a temperature of 190 "C to 205 *C 
zQ for 21 hours. The reaction product was then extracted with 200 mi of toluene. The insoluble, contents were 
removed by filtration. The filtrate was then concentrated to dryness. The concentrate was then purified by 
column chromatography (carrier silica gel; elute: 1/3 mixture of toluene and n-hexane) to obtain 29.0 g 
(yield* 54.1 %) of N-(4 r -iodo-4-biphenylyl)-N,N-diphenylamine. The melting point of the product was from 
139.5 «Cto 140.5 *C. 

25 Subsequently. 22.8 g (0.051 mot) of N-(4Mc^^biphenylW)-N.ISRtir^ thus obtained. 2.55 g 

(0.012 mol) of o-tolidEne. 6,91 g (0.050 mol) of anhydrous potassium carbonate. 0.64 g (0.001 mol) of 
copper powder, and 10 ml of nrtrobenzene were mixed. The reaction mixture was then allowed to undergo 
reaction at a temperature of 200 to 212 *C for 28 hours. The reaction product was then extracted with 160 
ml of toluene. The insoluble contents were then removed by filtration. The filtrate was then concentrated to 

3Q dryness. The solid matter thus obtained was then purified by column chromatography (carrier silica get: 
eiute: trt mixture of toluene and n-hexane) to obtain 9.94 g (yield: 55.0 %) of N.N,N , .N'-tetrakis(4 , - 
dtphenyiamino-4~biphenylyl)-^tnndine. The melting point of the product was from 196 " 0 to 203 "C. 
Thus, the melting point of the product was indefinite. The elementary analysis and infrared absorption 
spectrum of the product are as follows: 



Elementary analysis: 


Measured %: 
Calculated %: 


C 88.67. 
C 88.68. 


H 5.78. 
H5.68. 


N5.56 
N5.64 



40 

Infrared absorption spectrum: 3.026 cm" 1 . 1.589 cm~\ 1,486 cnr\ 1,314 cm~\ 1,270 cm"', 1,176 cm - ', 
816 cm" 1 , 752 cni-\ 696 cm" 1 

SYNTHESIS EXAMPLE 12 

45 

20.3 g (0.12 mol) of dipbenylamine, 65.1 g (0.15 mol) of 3,3*-dimethyl-4.4*-diiodobiphenyl. 19.3 g (0.14 
mol) of anhydrous potassium carbonate, 1.52 g (0.O24 mol) of copper powder, and 20 mi of nitrobenzene 
were mixed. The reaction mixture was then allowed to undergo reaction at a temperature of 190 * C to 205 
•C for 21 hours. The reaction product was then extracted with 200 ml of toluene. The insoluble contents 

bo were removed by filtration. The filtrate was then concentrated to dryness. The concentrate was then purified 
by column chromatography (carrier: silica gel; elute: 2/7 mixture of toluene and n-hexane) to obtain 32.6 g 
(yield: 57.2 %) of N-(3 t 3*-c«memyMMoo^>^iphenylylhN.NKliphenylamine. 

Subsequently, 24.2 g (0.051 mol) of NKS.S'^lmethyM'-kxJo^biphenylylhN.N-diphenylamine thus 
obtained, 2.55 g (0.012 mol) of c-tolidine. 6.91 g (0.050 mot) of anhydrous potassium carbonate, 0.64 g 

55 (0.001 mol) of copper powder, and 10 ml of nitrobenzene were mixed. The reaction mixture was then 
allowed to undergo reaction at a temperature of 200 to 212 * C for 30 hours. The reaction product was then 
extracted with 150 ml of toluene. The insoluble contents were then removed by filtration. The filtrate was 
then concentrated to dryn ss. The solid matter thus obtained was then purified by column chromatography 
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(carrion silica gel; lute: 3/4 mixture of taluen and n-ftexane) to obtain 9.48 g (yield* 49 3 %) of N N N' N* 



15 



Elementary analysis: 


Measured %: 
Calculated %: 


C 88.53, 
C 88.46, 


H6.24, 
H6.29, 


N525 



1.580 cm-'. 1.488 cm-. 1.314 cm"', 1,270 cm"'. 1.17B cm"' 



Infrared absorption spectrum: 3.026 cm -1 
816 cm"'. 752 cm"', 696 cm - ' 

forrn ™° ^compound * '° rmU ! a <V) is a novel The synthesis of the amine compound of 

formula 00 can be accomplished by the condensation reaction of the correspond,™ halooenated 
^^^W^ compound with the corresponding diamine compound, iSS&jTSZIZ 
WrS't h. , hydr0ly2in0 produc » of ^ condensafion reaction of £e conespondi^g 
p^d V ^' P ^ ny «LT mP ^ nd With the ^^'^ compound to obta£ a Tiam^c^ 

P °™*- and J he " s "-bl«*ng the triamine compound to condensaBon reaction with the corresrir^L 
d.hatogenated compound. The condensation reaction is known as Ullmann reaction ««espondlno 
For example, a 4.4'-dihalogenated blphenyl compound represented by the following formub: 




wherein Rs, is as defined above: and Xs represents a chlorine atom, bromine atom or iodine atom with the 

"fit™ " 0t CMO,inB atomS 81 "» same - condensed with ^jE^fiS 
compound represented by the following formula: H""iywiranB 



35 




H 



45 



wherein ffci and Rs 2 are as defined above in the same molar quantity 
biphenylyldiphenylamine compound represented by the following formula: 



to obtain a 4'-halogenated 



50 



55 




aTftesa^e h^* ?* * T^ nnad abOV °- With "» proviso «hat and Xs are not chlorine atoms 
at the same bme. Four equrvatente of the 4'.halogenated biphenyldiphenylamine compound thus obtained 
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are then allowed to act on one equivalent of a diamine compound represented by the following formula* 
H2N-/VNH2 

s wherein A* is as defined above to undergo condensation. Thus, an amine compound of the present 
invention is obtained. 

Alternatively, two equivalents of a 4'-halogenated biphenylyldiphenyiamine compound represented by 
the following formula: 



is 




20 

wherein R51 . Rs 2 , R53 and X5 are as defined above, with the proviso that Ffc» and Xs are not chlorine atoms 
at the same time, synthesized from a dihalogenated biphenyl compound and a diphenylamine compound in 
the same manner as above are condensed with one equivalent of acetamide. The condensate is then 
hydrolyzed to obtain a triamtrte compound represented by the following formula: 

26 



30 



35 




40 wherein Rsi. F^ 2 and R53 are as defined above. Two equivalents of the triamine compound are then 
allowed to act on one equivalent of a dihalogenated compound represented by the following formula: 

Xs — A4 — Xs 

45 wherein Xs and A* are as defined above, to undergo condensation. Thus, the compound of formula (V) can 
be obtained. Among the foregoing condensation reactions, the condensation reaction of two equivalents of 
4'-halogenatBd biphenylyldiphenyiamine compound with one equivalent of acetamide may be effected by 
using acetamide instead of benzamide. 

The foregoing condensation reaction of various halogenated aryls with various amine compounds is 

bo effected in the presence or absence of solvent. As such a solvent there may be used nitrobenzene or 
dichlorobenzene. As a basic compound to be used a deacidification agent there may be used potassium 
carbonate, sodium carbonate, sodium hydrogencarbonate, potassium hydroxide, sodium hydroxide or the 
like. The condensation reaction may be also effected in the presence of a catalyst such as copper powder 
and halogenated copper. The reaction temperature is normally in the range of 190 to 230* C. 

65 The novel amine compound of formula (V) can easily form and stably maintain a glass state and is 
thermally and chemically stabl . Thus, th amine compound is extremely useful as a hole-transporting 
material to be incorporated in organic lectro-luminescence devices. 

Specific examples of the compound of formula (V) will be given bel w. 
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V-9 



16 



20 




M H 




25 



35 



v-io 



CU 





rso-C«H f 



The amine compounds of formula (VI) which are used for the organic EL device according to the 
60 present invention can be synthesized as follows. 

The synthesis of the amine compound of formula (VI) can be accomplished by hydrolyzing the product 
of the condensation reaction of the corresponding halogenated biphenylyldiphenylamine compound with the 
corresponding amide compound to obtain a triamine compound, and then subjecting the triamtne compound 
to condensation reaction with the corresponding halogenated biphenylyldiphenylamine compound. These 
66 condensation reactions are known as Ulimann reaction. 

The synthesis of the amine compounds of formula (VI) will be further described in the following 
synthesis examples. 
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SYNTHESIS EXAMPLE 13 

16.9 g (0.10 mol) of dipbenylamine, 48.7 g (0.12 mol) of 4,4'-<JfiodobiphGnyt, 16.6 g (0.12 mol) of 
anhydrous potassium carbonate, \27 g (0.02 mol) of copper powder, and 20 ml of nitrobenzene were 

6 mixed. The reaction mixture was then allowed to undergo reaction at a temperature of 190 - C to 205 *C 
for 20 hours. The reaction product was then extracted with 200 ml of toluene. The insoluble contents were 
removed by filtration. The filtrate was then concentrated to dryness. The concentrate was then purified by 
column chromatography (carrier: silica gel; elute: 1/3 mixture of toluene and n-hexane) to obtain 24.9 g 
(yield: 55.6 %) of N-(4'-ic<}o^^iphenylyl)-N ( N-<i!phenylamine. The melting point of the product was from 

jo 1395 *Cto 140.5 *C. 

Subsequently, 15.2 g (0.034 mol) of r^(4Modo-4^phenyryl>-N.r^iprwnylaniine thus obtained, 0.95 g 
(0.016 mol) of acetamide, 4.70 g (0.034 mol) of anhydrous potassium carbonate, 0.19 g (0.003 mol) of 
copper powder, and 10 ml of nitrobenzene were mixed. The reaction mixture was then allowed to undergo 
reaction at a temperature of 200 to 212 *C for 15 hours. The reaction product was then extracted with 150 

75 ml of toluene. The insoluble contents were then removed by filtration. The filtrate was then concentrated to 
obtain an oily matter. The oily matter thus obtained was then dissolved in 120 ml of isoamyl alcohol. The 
reaction solution was then hydrolyzed with 1 ml of water and 1.35 g (0.024 mol) of 65 % potassium 
hydroxide at a temperature of 130 *C. The reaction solution was then subjected to steam distillation to 
distill off isoamyl alcohol. The residue was extracted with 200 ml of toluene, washed with water, and then 

20 concentrated to dryness. The concentrate was then purified by column chromatography (carrier silica gel: 
elute: 1/1 mixture of toluene and n-hexane) to obtain 7.47 g (yield: 715 %) of N,N-tois(4 , -diphenylamino-4- 
biphenylyl)amine. The melting point of the product was from 212.5 * C to 2135 »C. 

6.56 g (0.01 mol) of N,N-bts<4 > Kliphenytamino-4-bipheny1yl)amine thus obtained, 4.82 g (0.011 mol) of 
N-<4Modo-4^phenylyl)-N,N^ipherrylamtne ( 1.52 g (0.011 mol) of anhydrous potassium carbonate, 0.13 g 

2S (0.002 mol) of copper powder, and 10 ml of nitrobenzene were mixed. The reaction mixture was then 
allowed to undergo reaction at a temperature of 195 *C to 210 *C for 15 hours. The reaction product was 
then extracted with 100 ml of toluene. The insoluble contents were removed by filtration. To the filtrate was 
then added 120 ml of n-hexane to recover a crude crystal. The crude crystal thus obtained was then 
purified by column chromatography to obtain 4.89 g (yield: 50.2 %) of N,N t N-tris(4'-diphenylamino-4- 

30 biphenylyl)amine.The product was molten at a temperature of 250 ■ C to 278 • C. Thus, the melting point of 
the product was indefinite. The results of elementary analysis and infrared absorption spectrum are as 
follows. 



35 


Elementary analysis: 


Measured %: 


C 88.78, 


H551, 


N 5.82 




Calculated %: 


C 88.67, 


H5.58, 


N5.75 



Infrared absorption spectrum: 3 r 028 cm" 1 , 1.590 cm~\ 1,487 cm" 1 . 1,322 cm~\ 1,277 cm" 1 , 1,176 cm" 1 , 

40 820 cm" 1 . 753 cm"\ 697 cm" 1 

In order to demonstrate that the amine compounds of formulas (I) to (V) are useful and organic EL 
devices comprising the amine compounds of formulas (I) to (VI) as a hole-transporting material are excellent 
in luminescence characteristics, tumunescence stability and storage stability, the inventors prepared and 

^ evaluated organic EL devices comprising an ITO electrode, a hole-transporting layer, a fight-emitting layer, 
and a magnesium/silver electrode. As the light-emitting material, an Alq having an electron-transporting 
property was used. As the nolo- transporting materials there were used amine compounds represented by 
formulae (I) to (VI). 

The organic EL device was prepared by vacuum-evaporating a hole-transporting layer 3. an electron- 
^ transportingflight-emitting layer 4, and an Mg/Ag electrode 5 in this order onto an ITO electrode which had 
been previously formed on a glass substrate as a transparent electrode 2 as shown in Fig. 10. In some 
detail, a glass substrate (on which an ITO electrode has been formed) which had been thoroughly washed, 
a hole-transporting material, and a purified Alq as an electron-transporting light-emitting material were 
charged in an evaporating apparatus. The evaporating apparatus was then evacuated to 10" 6 torr. The hote- 
55 transporting layer was then evaporated onto the glass substrate at a rate of 0.1 nm/sec. to a thickness of 50 
nm. The evaporation of the Alq onto the hole-transporting layer thus deposited was effected at th same 
rat as above. The film thickness was 50 nm. The evaporation of th Mg/Ag electrode was effected at a rate 
of 0.4 nm/sec. The film thickness was 100 nm. The sequential evaporation processes were continuously 
effected without interrupting vacuum. The film thickn ss was monitored by means of a quartz crystal 
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oscillator. Immediately after th preparation of the device, the electrode was taken out in dried nitrogen. 
Subsequently, the device was measured for properties. 

The luminescence of the device thus obtained is defined as the luminance of light emitted by the 
application of 100 mA/cm 2 . For the evaluation of the luminescence stabifity, the change in the luminance of 
5 light emitted by the continuous application of current giving light of 200 coVm 2 is measured. The 
luminescent life is defined as the time required until the luminance is halved to 100 cdVrn 2 . The storage 
stability of the device is defined as the time required until the luminance of light emitted by the application 
of current of 20 mA/cm 2 to the device which has been allowed to stand at room temperature in dried air for 
a predetermined period of time is reduced to half of the initial luminance. 
to While an Alq was used as an electron-transporting/Sght-emitting layer 4 for the evaluation of the hole- 
transporting material of the present invention, various materials such as rare earth complexes, oxazole 
derivatives and pol-p-phenylene vinylenes may be used as a material for a light-emitting layer. An organic 
EL device with even higher performances can be prepared by incorporating dopants such as quinacridone 
and coumarin in the light-emitting layer. Alternatively, an organic EL device comprising an electron- 
15 transporting layer, a light-emitting layer and a hole-transporting layer may be prepared. Also, the hole- 
transporting material of Jhe .present-inventior! can be combined with a proper eieoiwtransporting material 
to use the hole-transporting layer also as a light-emitting layer. 

Examples of the substrate include a glass. Examples of the electrode to be formed on a substrate 
include an ITO. Examples of the electron transporting material include Alq, triazoie and oxadiazole. 
20 Examples of the electrode to be formed on the electron-transporting layer include Mg/Ag, A) and Al/Li. 

The thickness of the electrode Is preferably from 100 to 200 nm, The thickness of me hole-transporting 
layer, electron-transporting layer and light-emitting layer each is preferably from 10 to 200 nm. 

Hole-transporting materials of the present invention can be used singly or in admixture. In the latter 
case, two or more hole-transporting materials may be vacuum-evaporated at the same time. Alternatively, a 
25 hole-transporting material of the present Invention may be vacuum-evaporated together with conventional 
hole-transporting materials such as TPAC and TPD. If two or more hole-transporting materials are vacuum- 
evaporated at the same time, it exerts an effect of inhibiting the crystallization of the hole-transporting layer. 

Next, the organic EL devices according to the present invention will be described in detail in reference 
to the device examples. 

30 

DEVICE EXAMPLE I 

A glass substrate having an ITO electrode formed thereon which had been thoroughly washed, an 
amine compound of formula fj) wherein Ri i is p-n-Bu, R12 is H, and Ru is H having a melting point of 

35 132.0 *C (hereinafter Compound (1)) as a hole-transporting material, and a purified Alq as an electron- 
transporting fight-emitting material were charged in an evaporating apparatus. Compound <1) was then 
evaporated onto the ITO electrode at a rate of 0.1 nm/sec. to a thickness of 50 nm. The film thickness was 
monitored by means of a quartz crystal oscillator. The evaporation of the Alq onto the hole-transporting 
layer thus deposited was effected at the same rate as above. The film thickness was 50 nm. The 

40 evaporation of the Mg/Ag electrode was effected at a rate of 0.4 nm/sec. The film thickness was 100 nm. 
The sequential evaporation processes were continuously effected without interrupting vacuum. Immediately 
after the preparation of the device, the electrode was taken out in dried nitrogen. Subsequently, the device 
was measured for properties. As a result, the product exhibited a luminescence of 2,500 cd/m* a 
luminescent life of 820 hours and a storage stability of 2,200 hours. 

*6 For comparison, EL devices were prepared in the same manner as above except that TPD and TPAC 
were used as hole-transporting materials, respectively- These EL devices were then examined for prop- 
erties. As a result, the EL device prepared from TPO exhibited a luminescence of 2,200 od/m 2 , a 
luminescent life of 220 hours and a storage stability of 460 hours. On the other hand, the EL device 
prepared from TPAC exhibited a luminescence of 2,500 coVm 2 . a luminescent life of 280 hours and a 

so storage stability of 560 hours. This shows that Compound (1) of the present invention can provide a long 
luminescent life and an excellent storage stability. 

DEVICE EXAMPLE 2 

56 EL devices were prepared and evaluated in the same manner as in Device Example f except that the 
following compounds of formula (I) were used as hole-transporting materials, respectively. 
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Cnmrtnurvl Nn 


Formula (1) 


Rti 


R12 


Ria 


(2) 


i-Bu 


H 


H 


(3) 


i-Bu 


H 


CH 3 


(4) 


t-Bu 


H 


H 


(5) 


t-Bu 


t-Bu 


H 


(6) 


CgH 5 


H 


H 


(7) 


CtH 5 


CtHs 


H 


(8) 


CfeHs 


CtHs 


CH* 


(9) 


P-CHi-CrH* 


H 


OCHa 


(10) 


p-CHa-CtHi 


p-CHa-CcHi 


H 



The results are set forth in Table 3. In Compounds (2) to (10), Rn and Ri 2 are alt on p-positfons <4- 
positions). This shows that Compounds (2) to (10) of formula (I) can provide a long luminescent life and an 
excellent storage stability. 

DEVICE EXAMPLE 3 

EL devices were prepared and evaluated in the same manner as in Device Example 1 except that the 
following compounds of formula (II) were used as hole-transporting materials, respectively. 



Compound No. 


Formula (II) 


R*i 


R22 






A1 




(11) 


H 


H 


H 


H 


(at) 




(12) 


H 


H 


H 


H 


(bt) 




(13) 


H 


H 


H 


H 


(cl) 


H 


(14) 


H 


H 


H 


CHs 


(cl) 


CH3 


(15) 


H 


H 


H 


H 


(dl) 




(16) 


H 


H 


H 


Chb 


<dt) 




(17) 


H 


3-OCHa 


3-OCHa 


OCHa 


(oir 




(18) 


H 


4-t-Bu 


H 


ci 






(19) 


4-OC2H5 


H 


H 


H 


(gi) 




(20) 


H 


4-rvPr 


4-n-Pr 


H 


(hi) 





*) bonding position: 1 , 4-posrtlons 



The results are set forth in Table 4. This shows that Compounds (11) to (20) of formula (II) can provide a 
long luminescent life and an excellent storage stability. 

DEVICE EXAMPLE 4 



Organic EL devices were prepared and evaluated in the same manner as in Device Example 1 except 
that the following compounds of formula (III) were used as hole-transporting materials. 
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Compound No. 



(21) 
(22) 
(23) 
(24) 
(25) 
(26) 
(27) 
(28) 
(29) 
(30) 



/5 



Formula (III) 



H 
H 

4-t-Bu 
H 

4-CH 3 
H 

4-t-Bu 
H 

4-CcHb 
H 



H 

4-CHj 
4-t-Bu 
4-CHj 
H 
H 

4-t-Bu 
4-t-Bu 
4-CH, 
4-OCHa 



Raj 



H 

4-CHj 
H 

4-OCHj 
4-n-Bu 
H 

4-t-Bu 
4-t-Bu 
4-CHj 
H 



H 
H 
H 
H 
H 
H 
H 
H 
H 
CI 



Az 



Ot) 
(It) 

(it) 

(kl) 

(kt) 
Ot) 
Ot) 
(ml) 
(M> 
(nt) 



The obtained -results-are shown in Tabie 5. This show that Comoounds m\ to nm «.» 
providealong luminescent life and an excellent storage^^ ( ' W ° f f0rmUla (IH> *** 

DEVICE EXAMPLE S 

tf^^ll^ d9ViCeS pfGpared and in the same manner as in Device Example 1 exceot 

that the following compounds of formula (IV) were used as hole-transporting materials. ^ 



25 



30 



Compound No. 




Formula (IV) 




FUi 






A, 




(31) 
(32) 
(33) 
(34) 
(35) 
(38) 
(37) 
(38) 
(39) 
(40) 
<41) 


H 
H 
H 
H 

4-t-Bu 
4-t-Bu 
4-CsHs 
4-(p-CH 3 -CBHi) 
4-OCH 3 
H 

4-CHa 


H 
H 
H 
H 

4-t-Bu 
4-t-Bu 
4-aHs 
4-(p-CH3-CtH») 
4-OCH 3 
H 

4-CHa 


H 
H 
CI 
H 
H 
H 
H 
H 
H 
CI 
H 


(a2) 
G>2) 
(b2) 
(c2) 
(c2) 
(d2) 
<e2) 
(«) 
(92) 
<h2) 
02) 


H 
H 



40 



DEVICE EXAMPLE 6 

•h,.^ 9 ?? a deViC8E W8f9 P""P""i and evaluated in the same manner as in Device Example i a *™ n < 
that the tolling compounds of formula (V, were used as hote-transportng ma^iaT P 



50 



55 



67 
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Compound No. 


Formula (V) 


Rsi 


*S2 




A* 


(42) 


H 


H 


H 


02) 


(«) 


H 


H 


H 


<k2) 


(44) 


H 


H 


OCH3 


(k2) 


(45) 


4-t-Bu 


4-t-Bu 


H 


<k2) 


(46) 


H 


H 


H 


(12) 


(47) 


4~CHa 


4-CHj 


H 


02) 


(48) 


H 


4-CtHs 


H 


(12) 


(49) 


4-CHa 


4-CtHs 


H 


<m2) 


(50) 


3-CHa 


H 


a 


<m2) 


<51) 


4-CHa 


3-CHa 


H 


(n2) 


(52) 


3-t~Bu 


3-OCHa 


H 


(n2) 



The obtained results are shown in Table 7. This shows that the amine compounds (42) to (52) of the 
present invention can provide a long luminescent life and an excellent storage stability. 

DEVICE EXAMPLE 7 

EL devices were prepared and evaluated in the same manner as in Device Example 1 except that the 
following compounds of formula (VI) were used as hole-transporting materials, respectively. 



Compound No. 


Formula (VT) 








(53) 


H 


H 


H 


(54) 


4-CHa 


4-CHa 


H 


(55) 


H 


H 


CH a 


(58) 


4-CH 3 


4-CHj 


CHa 


(57) 


4-t-Bu 


4-t-Bu 


H 


(58) 


4-t-Bu 


4-t-Bu 


CHa 


(59) 


4-i-Bu 


4-i-Bu 


H 


(60) 


3-CcHs 


3-CsHs 


H 


(61) 


4-<f>CrVC6Ht) 


4-(p-CH 9 -CtHi) 


OCHa 


(82) 


4-OCHj 


4-OCHa 


H 


(63) 


4-CHa 


4-CHj 


CI 



The results are set forth in Table 8. This shows that Compounds (53) to (63) of formula (VI) can provide 
a long luminescent life and an excellent storage stabiDty. 



Table 3 



Compound No. 


Luminescence (cd/m 2 ) 


Luminescent life (Hr) 


Storage stability (Hr) 


(2) 


3,200 


560 


1,400 


(3) 


2,800 


670 


1,600 


(4) 


4.100 


650 


1.100 


(5) 


2,500 


700 


2,100 


(6) 


3,700 


460 


1,800 


(7) 


2,000 


600 


2,200 


(8) 


3,200 


450 


1.900 


(0) 


4,000 


590 


1.700 


00) 


3.600 


570 


2.200 
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Tabid 4 


Compound No. 


Luminescence (cd/m 2 ] 


Luminescent flfe (Hr) 


Storage stability (Hr) 


(11) 
(12) 

V '0| 

(14) 
05) 
(16) 
(17) 
(18) 
(19) 
(20) 


3,400 
2.800 
2.700 
3.000 
2.000 
1.900 
2.700 
2.800 
2.300 
3.300 


760 
490 
550 
450 
520 
750 
490 
460 
410 
580 


3,900 
2,200 
£000 
2.400 
1.800 
1,200 
3.900 
2,200 
2,100 
2,200 




TablaS 




Compound No. 


Luminescence (c<Mm 2 ) 


Luminescent life (Hr) 


Storage stability (Hr) 


(21) 
(22) 

(24) 
(25) 
(26) 
(27) 
(28) 
(29) 
(30) 


3.100 
2.700 
1.950 
2.200 
2.500 
2.600 
2.050 
2.800 
2.450 
1.900 


580 
660 
590 
790 
630 
870 
850 
680 
900 
690 


2,100 
3,500 
3.700 
3,000 
4,300 
2.600 
2.900 
4.200 
3.400 
4.100 




Table 6 




Compound No. 


Luminescence {cd/m 2 ) 


Luminescent life (Hr) 


Storage stability (Hr) 


(31) 
(32) 
(33) 
(34) 
(35) 
(36) 
(37) 
(38) 
(39) 
(40) 
(41) 


1.400 
1.200 
2,000 
2,600 
2.150 
2.100 
2,300 
1.550 
1.700 
2.150 
2.200 


700 
570 
680 
1050 
1,100 
620 
510 
480 
490 
570 
560 


2.100 
2,050 
2.600 
3,500 
2.900 
3.200 
2,400 
2,200 
2.500 
2.100 
2.800 
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Tabl 7 





Compound No. 


Luminescence (cd/m 2 ) 


Luminescent tife (Hr) 


Storage stability (Hr) 


5 


(42) 


2,200 


700 


3.000 




(43) 


2,000 


650 


3,000 




(44) 


1.900 


600 


2.650 




(45) 


2,150 


550 


3,200 




(46) 


2.500 


790 


2,800 


TO 


(47) 


2,350 


590 


2,500 




(48) 


2,400 


620 


3,600 




(49) 


2,550 


740 


4,900 




(50) 


2.770 


650 


3.750 




(51) 


2,250 


830 


4,100 


15 


(52) 


2.400 


790 


3,800 



Table 8 



Compound No. 


Luminescence (cd/m 2 ) 


Luminescent life (Hr) 


Storage stability (Hr) 


(53) 


1,500 


950 


2,700 


(54) 


1,800 


560 


2300 


(55) 


2.750 


470 


4200 


(56) 


2,100 


750 


3,100 


(57) 


2.800 


840 


3.300 


(58) 


1.400 


760 


2300 


(59) 


1.700 


650 


2,500 


(60) 


2,200 


520 


2.100 


(61) 


2.100 


690 


2300 


(«2) 


1,300 


500 


2.000 


(83) 


1,500 


700 


2.450 



36 

DEVICE EXAMPLE 8 

An EL device was prepared in the same manner as in Device Example 1 except that Compound (13) of 
formula (II) (wherein Ffei is H, Ffej is H, R 23 te H. Rz« is H, Rzs is H. and A t = (cl» and Compound (4) of 
40 formula (I) (wherein Ru is 4-t-Bu, Ri2 is H, and R13 is H) were vacuum-evaporated as hole-transporting 
materials at the same time. The EL device thus prepared was then evaluated for properties. It exhibited a 
luminescence of 3.300 cd/m 2 . a luminescent life of 720 hours and a storage stability of 2.900 hours. The 
results show that the hole-transporting layer formed by the simultaneous vacuum evaporation of Compound 
(13) and Compound (4) can provide a long luminescent life and an excellent luminescence stability. 

45 

DEVICE EXAMPLE 9 



An EL device was prepared in the same manner as in Device Example 1 except that Compound (21 ) of 
formula (IN) (wherein Rji is H, R32 is H. Raj is H, R3* is H, and Aa is (j1)> and Compound (46) of formula 

so (V) (wherein R&1 is H. R52 is H, is H, and A* is (12)) were vacuum-evaporated as hole-transporting 
materials at the same time. The EL device thus prepared was then evaluated for properties. It exhibited a 
luminescence of 2,430 cd/m 2 , a luminescent life of 1110 hours and a storage stability of 4,800 hours. The 
results show that the hole-transporting layer formed by the simultaneous vacuum evaporation of Compound 
(21) ol formula (III) and Compound (46) of formula (V) can provide a long luminescent life and an excellent 

55 luminescence stability. 
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DEVICE EXAMPLE 10 



ihm^L wa i prepared ,n *• «"» ma ™ er as in Device Example 1 except that Compound (13) of 

formula (U) (wherem R*, , s h, R 8i is H. R„ is H, R„ is H, ffa is H, and A, is £i» was used as a ho£ 
transporting material and purified triazote was used as an electron-transporting material. The EL device mus 
ZZZE T ^V ValUa,ed ,0f Properties - ,n "» *«• «■«*» «xhlbits high hole blocking 

SET ? B h0l °' tranSp0rtin9 materia ' WM to em « blue light The EL devfce thus oSneS 

existed a luminescence of 200 cdAn*. a luminescent life of 300 hours and a storage stability 7zTk> 

S« ??Zr SOn ' an0ther EL device was P™**"* 1 "» »• same manner as above Tcept that TPD was 
used as a hole-transporting material. The EL device thus obtained was examined tor properties The EL 

Z£L'2E£ STtJ k° e ^'^r B 100 covrn*. a luminescent life of To £urs a 

°' 410 hours - result8 that Compound (13) of formula (II) can provide a long 
luminescent Hfe and an excellent luminescence stability. K ^ 

ar^iHT^T 3bOVe ' ** elact, °- ,u,ninescanC9 d8vics of the present invention comprises a compound 
according to the present i nvention as a hole-transporting layer to provide dr^imJL^TT^ 

ZdoZZT- 8 l d St0ra9a 8teb " lly 88 COm P ared »» ■» conventional organic EL ^ deuces" which' 
find greatest difficulty m these properties. 

win ^^tT T^"" 0 " h *f bWn dSSCrtoed 10 detail and reference to specific embodiments thereof, it 

™ Sk *f m ? Vari0US Chan969 and ™"«cations can be made therein JLfi 
Departing from the spint and scope thereof. 

Claim* 



1. 



A compound, represented by any one of the following formulae 0) to (V): 




(I) 



wherein R, . and R, 2 may be the same or different and each represent a hydrogen atom, a lower afkvl 
*Zo* a ZJ^r 9r0UP ' 30 unSU K bs1ituted ^oop. or a phenyl group having a lower alky! 

oZL k. . ^ a " ,0Xy 9TOUP 88 a sub6tituenl < 8 )' wrtn Proviso that at least one of R, , and R, z is a 
normal butyl group an isobutyl group, a secondary butyl group, a tertiary butyl group, a phenyl group, 
or a phenyl group having a lower alkyl group or a tower alkoxy group; and R, , represents a hyd^gen 
atom, a lower alkyl group, a lower alkoxy group or a chlorine atom: 




(II) 



o?oS 'J JlJ? 2" V ««me or differ nt and each represent a hydrogen atom, a lower 

aZi , ^ flroUP ' a " unsubs,ituted »*•"*■ 9nxip. or a phenyl group having a lower 

alkyl group or a lower alkoxy group as a substituenMs); R« represents a hydrogen atom, a lower alkyl 
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group, a lower alkoxy group or a chlorine atom; and A t represents a group represented by any one of 
the following structural formulae (a 1 ) to (i t }; 





(al) 
(bl) 

(d) 
(dl) 



(•1) 



CD 



(91) 




{hi) 



on 



in which Rj 5 represents a hydrogen atom, a lower alkyl group, a lower alkoxy group or a chlorine atom: 
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(HI) 



22U: ,, ^ ! .^L™** 8,9 *""• flf** 6 " eact1 -Wt « "yarogen atom, a tower 
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s 



70 



T5 



20 



26 



30 



35 



40 




46 



SO 
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(IV) 



wherein R*, and FV* may be Ihe same or different and each represent a hvdr^n ^ ^ , 

group or a lower alkoxy group as a sutalituent( 8 ) : FU, repr «onte a hydrogen aZ a^werJXr™ 
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in wtiich R** represents a hydrogen atom, a lower alky I group, a lower aikoxy group or a chlorine atom: 

65 
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16 




(V) 



90 



26 



wherein Rsi and R 52 may be the same or different and each represent a hydrogen atom, a lower alkvl 
group, or a tower alkoxy group, an unsubstituted phenyl group or a phenyl group having a lower alkyl 
group or a lower alkoxy group as a substitutes}; represents a hydrogen atom, a lower alkyl group 
a ower alkoxy group or a chlorine atom; and A* represents a group represented by any one of the 
following structural formulae (j2) to (n2): Y 



30 



3S 



46 



SO 



55 
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02) 




0<2> 



-S- 




(12) 



O 
It 




<m2) 



(n2) 



An electro-luminescence device, comprising at least one of the compounds represented by formulae (I) 
to (VI): 




(I) 



wherein Rm and R12 may be the same or different and each represent a hydrogen atom, a lower alkyl 
group, a lower alkoxy group, a phenyl group, or a phenyl group having a lower alkyl group or a lower 
alkoxy group as a substituent(s), with the proviso that at least one of Rn and R12 is a normal butyl 
group, an isobutyt group, a secondary butyl group, a tertiary butyl group, a phenyl group, or a phenyl 
group having a lower alkyl group or a lower alkoxy group; and Rn represents a hydrogen atom, a lower 
alkyl group, a lower alkoxy group or a chlorine atom: 
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5 



to 




is wherein Ffei. Rj 2 and Rz» may be the same or different and each represent a hydrogen atom, a lower 
alkyl group, a lower aikoxy group, an ^substituted phony! group, or a phenyl group having a lower 
alkyl group or a lower aikoxy group as a substituent(s); Ffe* represents a hydrogen atom, a lower alkyl 
group, a lower aikoxy group or a chlorine atom; and At represents a group represented by any one of 
the following structural formulae (a1) to (il); 

20 



25 



30 



35 



40 



4$ 



SO 
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(al) 



10 



20 



36 



40 



46 



50 






(b1) 



(d) 



<di> 



(•1> 



(gi> 



(hi) 



(»> 



in which Rjs represents a hydrogen atom, a lower alkyl group, a lower alkoxy group or a chlorine atom: 
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5 



TO 




(HI) 



IS 

wherein R,. w r 3 - S nd may bs the same or different and each represent a hydrogen atom, a lower 
alkyl group or a lower alkoxy group, an unsubstituted phenyl group, or a phenyl group having a lower 
alkyl group or a lower alkoxy group as a substitu0rtt(s); R$* represents a hydrogen atom, a lower alkyl 
group, a lower alkoxy group or a chlorine atom; and A* represents a group represented by any one of 
so the following formulae (jl) to (nl); 



26 



30 



05 



40 



46 



SO 
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5 



to 



15 



20 



26 



30 



35 



40 




4$ 



BO 
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(IV) 



wherem R,, and R, 2 may bo the same or different and each represent a hydrogen atom, a lower alkvl 
group, a lower afcoxy group, an uneubstituted phenyl group, or a phenyl group having a lower aZ 
group or a lower alkoxy group as a substjtuent( S ); R,, represents a hydrt^n atomTtowar SaroS 
a ower alkoxy group or a chlorine atom; and A3 represente a group XserS by a ny ^ 72 
following structural formulae (a2) to (i2); ^ y e 01 ™ 
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to 




<a2) 



(b2) 



(c2) 



(*2) 



(e2) 



30 



(12) 




(92) 



46 



50 



66 



in which R* 4 represents a hydrogen atom, a tower alkyl group, a lower alkoxy group or a chlorine atom: 
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(V) 



wherein Rs, and Rs 2 may be the same or different and each represent a hydrogen atom a tower alkvl 
group, or a lower alkoxy group, a lower alkoxy group, an unsubsttuted phenyl group, or a phenyl orouo 

^L^TT ^ 9r T^ a ' 0W8r ^ * 8 chtorine and A» represents a group 

represented by any one of the following structural formulae Q2) to (n2); 
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wherein Re, and Rs 2 may be the same or different and each represent a hydrogen atom, a lower alky I 
group, or a lower aikoxy group, an unsubstituted phenyl group, or a phenyl group having a lower aflcyl 
group or a lower aikoxy group as a substituent(s); and Re j represents a hydrogen atom, a lower alky I 
group, a lower aikoxy group or a chlorine atom. 

5 

3. The electro-luminescence device according to Claim 2, having an electrode, a hole-transporting layer, a 
tight-emitting layer, an electron-transporting layer and an electrode laminated in sequence on a 
substrate. 

to 4. The electro-luminescence device according to Claim 2, having an electrode, a hole-transporting layer, a 
light-emitting layer, an electron-transporting layer and an electrode laminated in sequence on a 
substrate, wherein said hole-transporting layer comprises at least two selected from the group 
consisting of the compounds represented by formulae (I) to (VI). 

15 5. The electro-luminescence device according to Claim 2, wherein said electron-transporting layer also 
serves as a light-emitting layer. 

6. The electro-luminescence device according to Claim 2. wherein said hole-transporting layer also serves 
as a fight-emitting layer. 

20 
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